A method was developed for delineating the structure of paramagnetic metal complexes. The selective disappearance of cross-peaks in proton-carbon shift correlated 2D NMR maps was shown to uniquely depend upon the scalar and/or dipolar interaction between ligand nuclei and the unpaired electron(s), thus providing a means of identifying binding sites. Copper(II) was shown to form metal complexes with both Penicillin (PNC) and Pilocarpine (PLC) and the structure of the two 1"2 complexes in water solution at physiological pH were determined.
INTRODUCTION
Metal ions are being given growing interest by the pharmacologist" not only several metallorganic and metalloinorganic molecules have been shown to possess wide ranges of biopharmaceutical activities, but also the effects of If the same spin system is considered in a paramagnetic metal complex, the occurrence of a strong source of "external" relaxation determines the fast disappearence of the cross peak at increasing concentration of the paramagnetic ion. In fact, as shown in Table 2 , it can be easily calculated that the cross-peak almost disappears for an "external" contribution of ca. 20 s-1.
E. Gaggelli However in situations where between the free bulk state and the being this last environment much less the ligand can exchange metal coordination sphere, abundant than the other one, the intensity of the cross-peak is determined by the eigenvalues of either the spectral or the exchange matrices; the consequence is that closeness to the paramagnetic ion selectively affects the volume of correspondent cross peaks in COSY as well as in HOESY spectra (10).
RESULTS AND DISCUSSION
The HOESY map obtained with pilocarpine 100 mM in deuterium oxide buffered at pH 5.5 and at T = 300 K is shown in Figure 1 . Any cross-peak in the map represents a one-bond 13C-1H [Cu++] 0.13 mM the crossboxed in Figure 1 had almost disappeared.
. c H3C-H2C-HC 
